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Pioneering studies on “click” 1,3 dipolar cycloaddition of azides on enamines were reported 
in the early sixties1, although the mechanism has been completely clarified only recently2. 
Depending on the nature of the azide reactant, the triazole cycloadduct can be isolated or can 
quickly decompose to other products. In this last case, the starting enamine drives the 
rearrangement to amidines (Paths A and B, Figure 1) or -amino-imino compounds (Path C, 
Figure 1).  
During the years, this synthetic approach led to different classes of compounds (e. g. nitrogen 
containing heterocycles, enantiopure carboxylic acids, diazoalkanes, chiral cyclic diamines)3 
used in a wide range of applications, from bioactive compounds to hybrid homogenous 
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